Europaisches Patentamt 
European Patent Office 
Office europe n des brevets 



0 EUROPEAN PATENT APPLICATION 



© Application number: 91115443.3 ® Int. CI S: C08L 9/06, C08L 9/00, 

B60C1/00 

(§) Date of filing: 12.09.91 



(g) Priority: 24.09.90 US 587128 




Applicant: THE GOODYEAR TIRE & RUBBER 




COMPANY 


® Date of publication of application: 




1144 East Market Street 


01.04.92 Bulletin 92/14 




Akron, Ohio 4431 6-0001 (US) 


(w) Designated Contracting States: 


© 


Inventor: Llnster, Tom DImlnique 


AT OH DE FR GB IT LI LU SE 




6 Urn Aale Waaser 






L-9370 Gilsdorf(LU) 




0 


Representative: Leitz, Paul 






Goodyear Technical Center, Patent 






Department 






L-7750 Colmar-Berg(LU) 


@ Tire with tread. 



® Pneumatic rubber tire with a rubber tread composition of styrene/butadiene copolymer rubber, cis 1.4- 
polyisoprene rubber and cis 1 ,4-polybutadiene rubber with a required glass transition temperature differentiation 
between the rubbers. 
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Field 



This invention relates to a pneumatic rubber tire having a rubber tread of a specified rubber composition. 
Background 

Pneumatic rubber tires are coriventronally prepared with a rubber tread. Such tread is often composed 
of a blend of rubber. 

In one aspect, the rubber composite for the tread may be designed to improve the rolling resistance of 
the tire without unduly sacrificing its traction (skid resistance) or treadwear. Such often desirable aspect is 
usually difficult to obtain with a single tread rubber compound because, for example, rolling resistance 
reduction is typically obtained at the expense of traction and/or treadwear. 

Pneumatic rubber tires have been manufactured with treads composed of butadiene/styrene copolymer, 
natural rubber and cis 1 ,4-polybutadiene rubber for such purpose where the butadiene/styrene rubber 
contained about 20-25 percent styrene. For example, such tread might be composed of, based on 100 parts 
by weight of the rubber component, about 50 parts butadiene/styrene copolymer containing about 20-25 
percent styrene, about 25 parts natural cis 1 ,4-polyisoprene and about 25 parts cis 1 ,4-polybutadiene. 

Disclosure and Practice of the Invention 



In accordance with this invention, a pneumatic rubber tire is provided having a rubber tread where said 
tread rubber is comprised of, based on 100 parts by weight of the tread rubber, (1) about 40 to about 60 
parts by weight styrene/butadiene copolymer rubber having a styrene content of about 30 to about 35 
percent: (2) about 20 to about 30 parts by weight cis 1 ,4-polyisoprene rubber: and (3) about 20 to about 30 
parts by weight cis 1 .4-poiybutadiene rubber: wherein the Tg of the said styrene/butadiene copolymer 
rubber is at least 30 *C higher than the Tg's of the said cis 1.4- polyisoprene rubber and the cis 1,4- 
polybutadiene rubber. 

Preferably, the cis 1 ,4-polyisoprene rubber is natural rubber. 

Typically, the butadiene/styrene copolymer rubber has a glass transition temperature (Tg) in the range 
of about - 25 to about -50 'C, the cis 1 ,4-polyisoprene rubber has a Tg in the range of about -65 to about 
-85" C and the cis 1 ,4-polybutadiene rubber has a Tg in the range of about - 75 to about -105" C. 

The Tg represents the glass transition temperature of the respective rubbers in their uncured, 
uncompounded state. It can be determined by a differential scanning calorimeter at a rate of 1 * C per 
minute. 

It is required that the Tg of the butadiene/styrene copolymer rubber is separated by at least 30 ' C from 
the Tg of the cis 1 ,4-polyisoprene and cis 1 ,4-polybutadine rubber. 

The importance of the rubbers being characterized so that their Tg's are clearly separated by a sizable 
magnitude is, it is believed, for one rubber to aid in providing good traction for the tread and another mbber 
to aid in providing good low temperature flexibility for the tread. 

Utilization of the butadiene/styrene copolymer rubber with the higher level of styrene content (30-35 
percent) is considered to aid in providing the tire with good wet surface traction, particularly as compared to 
a butadiene/styrene copolymer rubber with a lower (20-25 percent, or less) styrene content. 

It is readily understood by those having skill in the art that the rubber compositions of the tread would 
be compounded with conventional compounding ingredients such as carbon black, silica, antidegradants, 
processing oil, stearate acid or a zinc stearate, zinc oxide, sulfur-providing materials and accelerators 
therefor. 

Such compounding of rubber is well known to those having skill in such art. Antidegradants are typically 
of the amine or phenolic type while stearic acid is typically referred to as a rubber compounding ingredient, 
it may be pointed out that the ingredient itself is usually obtained and used as a mixture of organic acids 
primarily composed of stearic acid with at least one of oleic acid, linolenic acid and palmitolic and/or 
palmitic acid. The mixture may contain minor amounts (less than about six weight percent) of myristic acid, 
arachidic acid and/or arachidonic acid. Such material or mixture is conventionally referred to in the rubber 
compounding art as stearic acid. 

Where normal or typical rubber compounding amounts or ranges of amounts of such additives are 
used, they are not otherwise considered as a part of the invention. For example, some of the ingredients 
might be classified, In one aspect, as processing aids. Such processing aids may be. for example, rubber 
processing oil such as paraffinic, napthenic and aromatic processing oils typically used in the range of 
about 2 to about 10 phr; waxes such as microcrystalline and paraffinic waxes typically used in a range of 
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about 1-5 phr and often in a range of about 1 to about 3 phr; and resins, usually as tackifiers, such as, for 
example, synthetic hydrocarbon and natural resins typically used in a range of about 1-5 phr and often in a 
range of about 1 to about 3 phr. A curative might be classified as a combination of sulfur and sulfur cure 
accelerator(s) for the rubber compound (usually simply referred to as accelerator) or a sulfur 

5 donor/accelerator. In a sulfur and accelerator(s) curative, the amount of sulfur used is in a range of about 
0.5 to 5 phr and usually in a range of about 6.5 to about 3 phr; and the accelerator(s), often of the 
sulfonamide type, is (are) used in a range of about 0.5 to about 3 phr and often in a range of about 1 to 
about 2 phr. The term "phr" refers to parts by weight of the referenced ingredient per one hundred parts by 
weight of rubber in the rubber composition. Such term is commonly used in the rubber compounding art. 

10 After mixing, the compounded rubber can be fabricated into a tire tread and cured under conditions of 
heat and pressure by methods well-known to those having skill in such art. 

The prepared tire of this invention Is conventionally shaped and cured by rnethods known to those 
having skill in such art. 

The invention may be better understood by reference to the following example in which the parts and 
75 percentages are by weight unless otherwise indicated. 

EXAMPLE I 
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Mixtures of butadiene/styrene copolymer rubber having a Tg of about -40 ^C, cis 1 ,4-polyisoprene 
natural rubber and cis 1 .4-polybutadiene rubber having Tg*s of about -65 'C and about -105' C. respec- 
tively, were prepared comprised of the rubbers, carbon black and processing oil shown in Table 1 as 
Experiments A-D. The Tg of the butadiene/styrene styrene copolymer was differentiated from the natural 
rubber by 20 • C and from the polybutadiene rubber by 60 • C. 

Table 1 
Parts 

Material Exp A Exp B ExE^ Exp_^ 

Styrene /Butadiene 
Rubber! 55 50 55 50 

Natural Rubber^ 25 30 30 25 

Polybutadiene^ 20 20 15 



Carbon Black 



80 80 75 80 



45 



Processing Oil 
(Aromatic) 45 50 45 50 

1 . styrene/butadiene copolymer rubber containing about 

35% styrene and a Tg of about -40°C. 



Natural rubber (cis 1 , 4-polyisoprene ) having a Tg 
of about -TO^'C. 

Cis 1 , 4-polybutadiene rubber having a Tg of about - 
105*=*C. 

The compounded rubber also contained conventional amounts of antidegradant of the paraphenylene 
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diamine type, stearic acid, zinc oxide, sulfur and accelerator of the sulfenamide type. 
EXAMPLE II 

The prepared rubber compositions were cured at a temperature of about 150'C for about 18 minutes 
and the resulting cured rubber samples evaluated for their physical properties as shown In the following 
Table 2. The experimental samples A-D correspond to the experimental samples A-D of Example I. 



Table 2 



Properties Ex. A Ex . B Ex . C Ex . 



Tensile strength 
(KPa) 18.6 16.9 18.8 17.4 

Modulus (300%) 6.3 5.2 5,2 5.1 

Elongation (%) 650 670 690 550 

Dynamic Modulus 
(-20**C) 47 56 46 55 

Dynamic Modulus 
(0°C) 29 32 25 32 

Tan Delta (0*^0 0,31 0.33 0.29 0.32 

Tan Delta (SO^'C) 0.26 0,29 0,28 0.28 

Tg -40&-33 -50&-34 -54&-33 -53&-36 

Observation of the physical properties of the rubber composite demonstrate that rubber composites 
with dual Tg's give enhanced properties in wet traction and low temperature performance and rolling 
resistance. 

The contribution of the higher styrene content for the butadiene/styrene copolymer rubber is considered 
to be important for wet traction for a tire tread. 

Also, the contribution of the requirement that the Tg of the butadiene/styrene copolymer is at least 
30 * C different from Tg*s for the natural and polybutadiene rubbers is considered to be important for tire 
tread wet skid and performance. ! 

EXAMPLE III 



A pneumatic rubber tire was prepared having a rubber tread composed of the rubber composition of 
Experiment D. The tire was observed to have the following beneficial results: (A) good traction on wet roads; 
(B) good traction on snow and especially ice; and (C) good abrasion resistance and low rolling resistance. 

Thus, the utilization of the butadiene/styrene mbber having sharply differing Tg's from those of the 
natural rubber and polybutadiene rubber by at least 30 ' C for the tire tread is considered to be beneficial 
because it offers good tire performance over a wide range of tire service temperatures. 

Further, the utilization of the higher styrene content for the butadiene/styrene copolymer rubber in the 
required rubber blend is to provide improvement of wet traction without appreciable loss of winter traction 
and rolling resistance. 

While certain representative embodim nts and d tails have been shown for the purpose of illustrating 
the invention, it will be apparent to those skilled in this art that various changes and modifications may be 
made therein without departing from the spirit or scope of the invention. 
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1. A pneumatic rubber tire having a rubber tread where said tread rubber is characterized by being 
comprised of. based on 100 parts by weight of the tread rubber, (1) about 40 to about 60 parts by 
weight styrene/butadiene copolymer rubber having a styrene cent nt of about 30 to about 35 percent; 
5 (2) about 20 to about 30 parts by weight cis 1 .4-polyisoprene rubber; and (3) about 20 to about 30 parts 

by weight cis 1 ,4-poIybutadiene mbber; wherein the Tg of the said styrene/butadiene copolymer rubber 
Is at least 30 -C higher than the Tg's of the said cis 1 , 4-polyisoprene rubber and cis 1 ,4-polybutadiene 
rubber. 

10 2. The tire of claim 1 characterized in that said cis 1 .4-polyisoprene rubber is natural rubber. 

a The tire of claim 1 characterized in that said styrene/butadiene rubber has a Tg in the range of about 
-25-C to about -50' C. the cis 1 , 4-polyisoprene rubber has a Tg in the range of about -65*C to about 
-85 • C and the cis 1 ,4-polybutadiene rubber has a Tg In the range of about -75 • C to about -1 05 ' C. 
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